Synthetic procedures for the bridging compounds

Synthesis of 1,3-bis(ethynyldimethylsilyl)propane via 1,3-bis(chlorodimethylsilyl)propane:
Scheme S1
Synthesis of 1,3-bis(chlorodimethylsilyl)propane: Chlorodimethylsilane (3.8 mL, 34 mmol) and five droplets of Karstedt's catalyst (1% in toluene) were added to allylchlorodimethylsilane (3.9 mL, 26 mmol) at 60 °C. After the pale yellow mixture was refluxed for 2 h, all volatile compounds were removed in vacuo. The brownish residue was condensed (20 °C, 3•10 −3 mbar) and 1,3-bis(chlorodimethylsilyl)propane was obtained as a colorless liquid. Yield: 5.22 g (88%). Synthesis of 1,3-bis(ethynyldimethylsilyl)propane: 1,3-Bis(chlorodimethylsilyl)propane (1.0 mL, 4.2 mmol) was slowly added to a mixture of ethynylmagnesium bromide (0.50 M in THF; 19 mL, 9.5 mmol) in THF (19 mL). After the brownish mixture was heated to reflux for 3 h and stirred overnight at ambient temperature, the reaction was quenched with water (20 mL). The aq. layer was extracted with diethylether (3 × 40 mL), the combined organic phases were washed with brine and dried over MgSO4. The solvent was evaporated and the residue was condensed (50 °C, 3•10 −3 mbar) to yield 1,3-bis(chlorodimethylsilyl)propane as a colorless liquid. Yield: 0.56 g (65%). . After cooling to ambient temperature, K2CO3 (183 mg, 1.32 mmol) was added and the yellow solution was stirred for additional 1 d. After the solvent was evaporated, the crude product was purified by column chromatography ( = 3 cm, l = 9 cm, eluent: n-pentane 9, 146.7, 145.8, 143.0, 134.5, 132.3, 131.0, 130.5, 129.9, 128.3, 124.8, 124.5, 123.7, 122.8, 121.2, 118.2, 104.1, 103.5, 99.5, 97.7, 91.9, 74.7, 57.1, 49.9, 32.3, 31.6, 31.2, 29.4, 28.3, 28.0, 26.9, 22.6, 22.5, 18.4, 14.4, 14.0, 0.6 
